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(Scheme S1). A mixture of 3,5-di-tert-butyl-2-hydroxybenzaldehyde (4.68 g, 0.02 mol) and 2-aminophenol (2.18 g, 0.02 mol) was stirred in CH 3 OH (50 mL) for 6 h, and then the solution was cooled to 0 °C before addition of NaBH 4 (0.76 g, 0.02 mol) in several portions.
After 30 min, the solvent was removed and water (50 mL) was added. The mixture was neutralized with acetic acid. The off-white solid (A) was filtered, washed three times with water, and dried in vacuo. Yield: 6.1 g (93%).
To the suspension of 2-(chloromethyl)pyridine hydrochloride (1.4 g, 0.008 mol) in CH 2 Cl 2 (20 mL), a solution of A (1.64 g, 0.005 mol) in CH 2 Cl 2 (20 mL) was added dropwise at 0 °C, followed by dropwise addition of the CH 2 Cl 2 solution (10 mL) of Et 3 N (2.53 g, 0.025 mol) to the mixture. The stirring was maintained for 72 h at room temperature. The mixture was washed twice with water, and the organic layer was separated and dried with anhydrous MgSO 4 . After removal of solvent, the residue was recrystallized from acetone/hexane. Ligand H 2 L was obtained as an off-white crystalline solid (1.0 g, 48% (Fig. S1 ).
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Scheme S1 
Crystallographic data of N(R)N(R)-2 and N(S)N(S)-2

Crystallographic data of N(R)N(R)-3 and N(S)N(S)-3
Two enantiomers were identified for complex 3, that is, N(S)N(S)-3 and N(R)N(R)-3 (Table   S6 and S7) 2. Studies on polymerization of lactide using racemic initiators 2 and 3
Typical procedure for polymerization of rac-LA
The stereoselectivities of the PLA are determined by the homonuclear decoupled 1 H NMR spectra of the methine region of the products (Fig. S10) .
Fig. S10
Methine region of homonuclear decoupled 1 H NMR spectra of isotactic-rich PLA made from rac-LA initiated by rac-2 (CDCl 3 , 400 MHz, left) and rac-3 (CDCl 3 , 600 MHz, right).
Polymerization of L-LA and microstructure analysis of PLLA
Polymerization of L-LA was made by the same procedure as that for rac-LA. The tacticity of the polymers prepared with the racemic initiator 2 was determined by inspection of the homonuclear decoupled 1 H NMR spectrum of the methine region. (Fig. S11) . 
